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NANOSILICA DISPERSION FOR
THERMALLY INSULATING PACKER FLUID

PRIORITY

The present application 1s a continuation-in-part applica-

tion of and claims priority to and the benefit of U.S. patent
application Ser. No. 16/290,012, filed Mar. 1, 2019, which

itsell 1s a divisional application of and claims priority to and
the benefit of U.S. patent application Ser. No. 15/700,879,
filed Sep. 11, 2017, the entire disclosures of which are
incorporated here by reference.

BACKGROUND
Field of the Disclosure

The present disclosure generally relates to controlling
heat dispersion and heat loss within a wellbore or hydro-
carbon-bearing formation. More specifically, embodiments
of the disclosure relate to compositions of and methods for
using thermally insulating packer fluids to place thermally
msulating solid gels 1n situ.

Description of the Related Art

Various challenges are encountered during drilling and
production operations of o1l and gas wells. For example,
during production as o1l and gas rise toward the surface and
cool, o1l can become thick and more viscous decreasing
production. Similarly, as natural gas rises toward the surface
and cools, water and gas condensates can collect in a
wellbore or hydrocarbon-bearing formation and decrease
production. Various heating methods exist to apply heat to
wellbores and formations to increase production and prevent
viscosification and accumulation of water and other conden-
sates.

Insulating packer fluids are used in subterranean opera-
tions, and the fluid 1s generally placed into an annulus
between a first tubing and a second tubing, or the walls of
a wellbore. The isulating packer fluid acts to insulate
hydrocarbon fluid that may be located within the first tubing
from the environment surrounding the first tubing or the
second tubing to enable optimum recovery of the hydrocar-
bon fluid. For mstance, 11 the surrounding environment 1s
cold, the msulating packer tluid protects the first fluid 1n the
first tubing from the environment so that 1t can efliciently
flow through the production tubing without cooling to a
level hindering production. Preventing cooling i1s desirable
because heat transfer can cause problems such as the pre-
cipitation of heavier hydrocarbons, severe reductions 1n flow
rate, and 1n some cases, casing collapse.

Such fluids also can be used for similar applications
involving pipelines for similar purposes, or in other words to
protect a fluid located within the pipeline from the surround-
ing environmental conditions so that the fluid can efliciently
flow through the pipeline. Insulating fluids can be used 1n

other msulating applications as well where 1t 1s desirable to
control heat transfer.

SUMMARY

The present disclosure includes aqueous based thermally
insulating packer tluids having low thermal conductivity that
can be used 1n applications requiring an insulating tluid,
such as pipeline applications and subterranean applications,
including for example wellbores and hydrocarbon-bearing
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formations. The newly-developed thermally insulating
packer tluid includes green and environmentally acceptable
chemistry, which incorporates acidic nanosilica dispersions
and one or more activators. Silica 1s considered environ-
mentally benign. Activators for use in embodiments of the
disclosure include a polyamine, for example a polyethylene
polyamine. Polyethylene polyamines used in the present
disclosure include, for example, diethylenetriamine, ethyl-
enediamine, tetracthylenepentamine, triethylenetetramine,
pentacthylenchexamine, hex aethyleneheptamine, and com-
binations thereof.

Beneficial insulating fluids of the present disclosure
exhibit a low inherent thermal conductivity and can remain
gelled or solidified to prevent, inter alia, convection currents
that could carry heat away from a wellbore. Additionally, the
insulating fluids 1n some embodiments are aqueous-based,
and easy to handle and use. Moreover, 1n certain embodi-
ments the fluids tolerate greater temperatures (for example,
temperatures of about 240° F. or greater) for long periods of
time and at optimum performance. To produce nanosilica
dispersions or colloidal silica sol, one method 1s to remove
sodium from sodium silicate via cation exchange. Without
the sodium, polymerization takes place and particles begin
to grow. After growth, the sol 1s stabilized and concentrated
to the desired content.

Therefore, disclosed here 1s a method for placing thermal
insulation in a wellbore or formation, the method including
the step of: introducing a thermally msulating packer fluid
into the defined space such that the thermally insulating
packer tluid forms a gelled solid and reduces a rate of heat
transier through the defined space as compared to a prior rate
of heat transier through the defined space betfore itroducing
the thermally insulating packer tfluid, where the thermally
insulating packer fluid comprises an acidic nanosilica dis-
persion and a polyamine. In some embodiments of the
method, the polyamine comprises a polyethylene
polyamine. In certain embodiments, the step of mtroducing
the thermally msulating packer fluid into the defined space
includes the steps of separately introducing the acidic nano-
silica dispersion and introducing the polyamine. Still 1n
other embodiments, the step of introducing the thermally
insulating packer fluid into the defined space includes intro-
ducing the acidic nanosilica dispersion and the polyamine
together.

In certain embodiments of the method, the acidic nano-
silica dispersion comprises amorphous silicon dioxide 1n a
range of about 5 weight percentage of the total weight of the
acidic nanosilica dispersion (w/w %) to about 50 w/w % of
the total weight of the acidic nanosilica dispersion. In some
embodiments, the acidic nanosilica dispersion comprises
water 1n the range of about 50 w/w % to 95 w/w % of the
total weight of the acidic nanosilica dispersion. Still 1n yet
other embodiments, the step of maintaiming the acidic nano-
silica dispersion 1n the defined space for a period of time
between about 0.5 hours to about 24 hours. In other embodi-
ments, the defined space has a temperature that 1s at or
greater than about 100° F. In certain embodiments, the
defined space 1s selected from the group consisting of: a
defined space 1n a wellbore, a defined space in a hydrocar-
bon-bearing formation, a defined space proximate a pipeline,
an annulus, and combinations thereof.

Still 1n yet other embodiments, the reduction in the rate of
heat transter through the defined space causes heat dissipa-
tion through the defined space to take about 10 times as long
as compared to heat dissipation at the prior rate of heat
transier through the defined space, where the defined space
comprises water before introducing the thermally insulating
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packer fluid. In certain embodiments, the polyamine com-
prises a polyethylene polyamine selected from the group
consisting of: diethylenetriamine, ethylenediamine, tetracth-
ylenepentamine, triethylenetetramine, pentacthylenehexam-
ine, hexaethyleneheptamine, and combinations thereof.

Further disclosed here 1s a solid gelled material usetul for
controlling the heat transfer profile through a defined space,
where the solid gelled maternial forms by mtroducing an
acidic nanosilica dispersion to the defined space, the acidic
nanosilica dispersion including amorphous silicon dioxide
in the range of about 5 weight percentage of the total weight
(w/w %) of the acidic nanosilica dispersion to about 50 w/w
% of the total weight of the acidic nanosilica dispersion;
water 1n the range of 50 w/w % to 95 w/w % of the total
weight of the acidic nanosilica dispersion; an acid; and a
polyamine activator; where the acidic nanosilica dispersion
forms the solid gelled material at an elevated temperature
between about 100° F. and about 300° F. 1in the defined
space.

In some embodiments of the solid gelled material, the
acidic nanosilica dispersion has an initial pH that 1s acidic
and where the acid comprises acetic acid. In other embodi-
ments, the mitial pH 1s between about 2 and about 4. Still in
other embodiments, a volumetric ratio of the amorphous
silicon dioxide, water, and acetic acid to the polyamine
activator 1s between about 60:1 and 120:1. In certain
embodiments, at least one of the acid and the polyamine
activator 1s consumed during formation of the solid gelled
material. Still 1n other embodiments, the polyamine com-
prises a polyethylene polyamine selected from the group
consisting of: diethylenetriamine, ethylenediamine, tetraeth-
ylenepentamine, triethylenetetramine, pentacthylenchexam-
ine, hexaethyleneheptamine, and combinations thereof.

BRIEF DESCRIPTION OF THE DRAWINGS

FIGS. 1A and 1B are photographs of a gelled solid formed
by a mixture of an acidic nanosilica dispersion combined
with a polyamine activator in accordance with an embodi-
ment of the disclosure;

FIG. 2 1s a diagram of an experiment described in this
disclosure detailing the enhanced thermal insulating prop-
erties of gelled solids of the present disclosure versus water,
for example; and

FIG. 3 1s a chart showing slower heat loss for a gelled
solid of the present disclosure, formed from a thermally
insulating packer fluid, versus water.

DETAILED DESCRIPTION

The present disclosure will now be described more fully
with reference to the accompanying drawings, which 1illus-
trate embodiments of the disclosure. This disclosure may,
however, be embodied in many different forms and should
not be construed as limited to the illustrated embodiments.
Rather, these embodiments are provided so that this disclo-
sure will be thorough and complete, and will fully convey
the scope of the disclosure to those skilled in the art.

Embodiments of the disclosure include a nanosilica dis-
persion thermally insulating packer fluid optionally for use
with pipelines, 1n wellbores, and 1n hydrocarbon-bearing
formations. In some embodiments, the nanosilica dispersion
may include amorphous silicon dioxide 1n the range of about
5> weight percentage of the total weight (w/w %) of the
nanosilica dispersion to about 50 w/w %, glycerin 1n the
range of about 3 w/w % to about 5 w/w % total weight of
the nanosilica dispersion, and water 1n the range of about 50
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w/w % to about 95 w/w % total weight of the nanosilica
dispersion. It should be appreciated that other suitable
nanosilica dispersions may not include glycerin. The nitial
viscosity of a nanosilica dispersion readily allows for easy
pumping and fluid flow.

In some embodiments, the nanosilica dispersion may be
an acidic nanosilica dispersion and may have a pH of less
than 7 betore interaction with a formation, wellbore, or other
area for 1ts placement. The nanosilica dispersion thermally
insulating packer fluid may be introduced into a space or
annulus 1n a wellbore or formation, such that the nanosilica
dispersion thermally insulating packer fluid forms into a
solid gelled material and alters the heat transfer profile of the
location of its placement. The nanosilica dispersion ther-
mally insulating packer fluid can be allowed to 1nteract with
a zone where heat transier profile alteration 1s desired for a
period of time to enable the in-situ formation of a gelled
solid as a result of the interaction between the nanosilica
dispersion and the location of 1ts placement.

Embodiments of the disclosure also 1include a nanosilica
dispersion and one or more polyamine activators.
Polyamines used in the present disclosure include, for
example, diethylenetriamine, ethylenediamine, tetraethyl-
enepentamine, triethylenetetramine, pentacthylenchexam-
ine, hex aethyleneheptamine, and combinations thereof. In
some embodiments, the nanosilica dispersion may include
amorphous silicon dioxide in the range of about 5 w/w% to
about 50 w/w%, glycerin in the range of about 3 w/w% to
about 5 w/w%, and water 1n the range of about 50 w/w% to
about 95 w/w%. Polyamine 1s used as a chemical activator
for converting an acidic nanosilica dispersion 1nto a gelled
solid. The polyamine reacts with the acid used to stabilize
the acidic nanosilica dispersion. This raises the pH of the
nanosilica dispersion from acidic to alkaline, which in turn
destabilizes the dispersion thereby turning 1t mto a gelled
solid. In some embodiments, either or both of the acid and
polyamine are partially or fully consumed during destabili-
zation of the dispersion to avoid damage to a wellbore or
hydrocarbon-bearing formation.

In some embodiments, the nanosilica dispersion may be
an acidic nanosilica dispersion and may have a pH of less
than 7 before interaction with the activator. Acetic acid, for
example, 1n addition to or alternative to other weak acids and
strong acids can be used to lower the pH of a nanosilica
dispersion and to stabilize the dispersion. The nanosilica
dispersion and one or more polyamine activators can be
introduced into a wellbore, formation, annulus or other
defined or confined space, such that the nanosilica disper-
sion and one or more polyamine activators alter the heat
transier profile of the space. The nanosilica dispersion and
one or more polyamine activators can be allowed to interact
with a space for placement for a period of time to enable the
in-situ formation of a gelled solid as a result of the interac-
tion between the nanosilica dispersion and the one or more
polyamine activator. The nanosilica dispersion while tlow-
ing as a flmd can quickly fill cracks and small spaces, and
once formed into a gelled solid can alter the heat transfer
profile of cracks and small spaces to, for example, reduce
heat transfer through the cracks or small spaces.

As noted, 1n some embodiments, the nanosilica dispersion
for use as a thermally msulating packer tluid can be an acidic
nanosilica dispersion and can have a pH of less than 7 before
interaction with a formation or space for placement. In some
embodiments, the nanosilica dispersion includes a stabilizer
of acetic acid. In some embodiments, the nanosilica disper-
sion has a pH 1n the range of about 2 to about 4 at 25° C.,
a specific gravity of about 1.21 (g/ml), and a viscosity of




US 10,683,452 B2

S

about or less than about 30 cP at 25° C. In some embodi-
ments, the nanosilica dispersion may be obtained from
Evonik Corporation of Parsippany, N.J., USA.

In some embodiments, the nanosilica dispersion for ther-
mally insulating packer fluid can include additional materi-
als. For example, 1n some embodiment the nanosilica dis-
persion for a thermally 1nsulating packer fluid can include
calcium carbonate particles, fibers (such as polyester fibers,
polypropylene fibers, starch fibers, polyketone ({ibers,
ceramic fibers, glass fibers or nylon fibers), mica, graphite,
or combinations thereof. Additional materials for inclusion
into the nanosilica dispersion can be incorporated based on
the results of the heat transier profile of the gelled solid
which forms from the thermally insulating packer fluid.

In some embodiments, the nanosilica dispersion and one
or more polyamine activator acting as a packer fluid for
thermal insulation can be allowed to interact with a space for
placement, such as a zone within a wellbore or hydrocarbon-
bearing formation, for a period of time. For example, the
period of time may be of suflicient duration to enable
formation of a gelled solid as a result of the interaction
between the nanosilica dispersion and the one or more
polyamine activator causing destabilization of the disper-
sion. The formed gelled solid may alter the heat transfer
profile 1n a zone of placement (for example, by entering and
blocking porous and permeable paths, cracks, and fractures
in a formation). In some embodiments, the interaction period
may be in the range of about 0.5 hours to about 24 hours.

The nanosilica dispersion may form a gelled solid when
in contact with calcium carbonate of a formation of a well,
for example. Upon introduction of the nanosilica dispersion
within a carbonate formation, for example, the pH of the
nanosilica dispersion may increase (due to reaction ol an
acid of the dispersion with the carbonate formation) and
become alkaline by an increase in pH. Additionally, the
delayed and controlled gelling of the nanosilica dispersion
for use as a thermally 1nsulating packer fluid may provide for
casier pumping ol the nanosilica dispersion for use as a
thermally insulating packer fluid. The nanosilica dispersion
for use as a thermally 1nsulating packer fluid may be used at
clevated temperatures 1n a wellbore such as, for example,
100° F. or greater, such as 300° F., or any temperature 1n
between or thereabouts. Moreover, the environmentally
friendly properties of the nanosilica dispersion for use as a
thermally insulating packer tfluid can minimize or prevent
any environmental impact and effect on ecosystems, habi-
tats, population, crops, and plants at or surrounding the
drilling site where the acidic nanosilica dispersion 1s used.

In some embodiments, the volumetric ratio of the nano-
silica dispersion to the one or more polyamine activator 1s
between about 60:1 to about 120:1. In other embodiments,
the concentration of the polyamine activator 1s between
about 0.25% by volume and about 10% by volume of the
volume of the nanosilica dispersion, or between about 1% by
volume and about 5% by volume of the volume of the
nanosilica dispersion. The one or more polyamine activator
can 1ncrease the rate of gelation of the nanosilica dispersion
as compared to using the nanosilica dispersion alone as a
thermally insulating packer fluid. In some embodiments, the
gelling of the nanosilica dispersion may be controlled by
varying the concentration of the one or more polyamine
activator, and the gelling may be controlled by changing the
pH of the nanosilica dispersion for use as a thermally
insulating packer flmd. For example, increasing concentra-
tions of the one or more polyamine activator may increase
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the pH of the nanosilica dispersion and increase the rate of
gelation of the nanosilica dispersion for use as a thermally
isulating packer fluid.

Additionally, the one or more polyamine activator exhib-
its no precipitation with the nanosilica dispersion at elevated
temperatures, thus enabling use of the nanosilica dispersion
composition as a single fluid pill (that 1s, without staged
mixing of each component). Consequently, the delayed and
controlled gelling of the nanosilica dispersion for use as a
thermally insulating packer fluid can provide for easier
pumping downhole. The nanosilica dispersion and one or
more polyamine activator can be applied at elevated tem-
peratures 1n a wellbore such as, for example, 100° F. or
greater, such as 300° F. Moreover, the environmentally
friendly properties of the nanosilica dispersion and one or
more polyamine activator can minimize or prevent any
environmental impact and eflect on ecosystems, habitats,
population, crops, and plants at or surrounding the drilling
site where the nanosilica dispersion and polyamine activator
1s used as a thermally insulating packer fluid.

In some embodiments, the nanosilica dispersion treatment
fluid may be introduced into a treatment zone 1n a well, such
as during a well treatment operation. For example, the
nanosilica dispersion treatment fluild may be pumped
through a wellhead at a pump rate suflicient to position the
well treatment fluid at the treatment zone. In some embodi-
ments, the nanosilica dispersion treatment fluild may be
introduced using coiled tubing, and can be introduced into
an annulus.

In other embodiments, the nanosilica dispersion treatment
fluid may be used in producing wells or 1mnjection wells. For
example, the treatment zone may be a zone in a producing
well. In some embodiments, the nanosilica dispersion treat-
ment fluid may be used in combination with secondary and
tertiary flooding operations, such as water flooding. For
example, the nanosilica dispersion treatment fluid may be
used to reduce heat loss 1n wellbore operations where water
flooding 1s used, or where there 1s other potential for heat
loss.

In some embodiments, the nanosilica dispersion treatment
fluid may be used with one or more additional treatment
fluids. The nanosilica dispersion treatment fluid may form a
gelled solid when in contact with calctum carbonate of a
formation of a well, for example.

In some embodiments, the nanosilica dispersion and one
or more polyamine activator may be mixed to form a
treatment fluid before use 1n a wellbore or formation. The
resulting treatment fluid may be introduced into a treatment
zone 1n a well, such as during a well treatment operation. For
example, the nanosilica dispersion and one or more
polyamine activator for use as a thermally insulating packer
fluid may be pumped through a wellhead at a pump rate
suflicient to position the well treatment fluid at the treatment
zone for altering a heat transfer profile. In some embodi-
ments, the nanosilica dispersion and polyamine activator
treatment fluid may be 1ntroduced using coiled tubing.

In some embodiments, the interaction period of the nano-
silica dispersion for use as a thermally insulating packer
fluid 1n a space for alteration of a heat transier profile can be
in the range of about 0.5 hours to about 24 hours. In some
embodiments, the period may be selected based on the
formation type of the treatment zone. For example, in some
embodiments the interaction period for a carbonate forma-
tion may be about 8 hours for a liquid, fluid nanosilica

dispersion to form a gelled solid.

EXAMPLES

The following examples are included to demonstrate
embodiments of the disclosure. It should be appreciated by
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those of skill 1n the art that the techniques and compositions
disclosed 1n the example which follows represent techniques
and compositions discovered to function well in the practice
of the disclosure, and thus can be considered to constitute
modes for its practice. However, those of skill in the art
should, 1 light of the present disclosure, appreciate that
many changes can be made 1n the specific embodiments
which are disclosed and still obtain a like or a similar result
without departing from the spirit and scope of the disclosure.

The acidic nanosilica dispersion used was IDISIL® LPH
35 manufactured by Evonik Corporation of Parsippany, N.J.,
USA. The propertiecs of the nanosilica dispersion are

described 1in Table 1:

TABLE 1

Properties of Nanosilica Dispersion.
Nanosilica dispersion

pH @ 25° C. 2-4
Specific Gravity (grams/muilliliter (g/ml)) 1.2
Viscosity @ 25° C. (cP) <~30
Stabilizer Acetic Acid
Visual Appearance White/Off White
Freezing Point 0° C.
Boiling point 100° C.
Relative Density 1.160-1.225

The acidic nanosilica dispersion was a milky liquid that
was completely miscible 1n water and had the same evapo-
ration rate as water. Referring now to FIGS. 1A, 1B, and 2,
in a first experiment, destabilization, gelling, and solidifi-
cation of an acidic nanosilica dispersion using a polyamine
as an activator was carried out. First, 120 ml of acidic
nanosilica dispersion was placed in a beaker. The initial pH
of acidic nanosilica dispersion was measured to be 3.”7. Next,
1 ml of a polyamine, specifically Ethyleneamine E-100 was
slowly added to the acidic nanosilica with constant stirring.
The stirring was performed for 5 minutes. No gelation was
observed after stirring.

Ethyleneamine E-100 1s a mixture of tetracthylenepen-
tamine (TEPA), pentacthylenchexamine (PEHA), hexaeth-
ylenecheptamine (HEHA), and greater molecular weight
products. E-100 1s a complex mixture of various linear,
cyclic, and branched products with a number-average
molecular weight of 250-300 g/mole. Ethyleneamine E-100
1s produced by Huntsman Corporation of the Woodlands,
Tex. The general structure of E-100 1s represented by the
following Formula 1:

H,NCH,CH,(NHCH,CH,) NI,

(x=3, 4, 5 and higher)
Formula 1. General structure of E-100.

The resultant pH of the nanosilica dispersion after addi-
tion of 1 ml of polyamine was measured to be 9.7. This
nanosilica dispersion was then placed 1n a pressurized high
temperature high pressure (HTHP) aging cell, and the cell
was then subsequently placed in an oven and was static aged
at 300° F. for about 16 hours. After 16 hours of static aging
at 300° F., the nanosilica dispersion mixed with polyamine
was converted 1nto a gelled solid, shown 1n FIGS. 1A and
1B. This gelled solid obtained after static aging at elevated
temperature can act as an insulating packer for a hydrocar-
bon-bearing formation, wellbore, or pipeline and 1s formed
from the acidic nanosilica thermally msulating packer tluid.
In some embodiments, the gelling 1s permanent, and the
gelled solid cannot be solubilized back into liquid in the
space mnto which 1t 1s disposed. The gel produced 1s 1n the
form of rigid solid.
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Polyamine 1s used as a chemical activator for converting,
an acidic nanosilica dispersion into a gelled solid. The
polyamine reacts with the acid used to stabilize the acidic
nanosilica dispersion. This raises the pH of the nanosilica
dispersion from acidic to alkaline. This destabilizes the
dispersion thereby turning it mto a gelled solid.

Referring now to FIG. 2, a heat transier experiment was
carried out to compare to water the heat transier properties
of the gelled solid formed from the acidic nanosilica dis-
persion with a polyamine activator. The thermal insulation
property of the packer fluid was evaluated by performing an
experiment where a comparison of the cool-down results of
the gelled solid versus plain water was made (shown 1n FIG.
3 and discussed as follows). Experimental set-up 200
included two 400 ml glass beakers, one containing the gelled
solid 202 formed from the acidic nanosilica dispersion using,
polyamine as an activator (as described previously), and one
containing water 204.

Two measuring cylinders 206, 208 were then placed 1n
cach of the glass beakers. In one of the glass beakers, plain
water 204 was placed surrounding the measuring cylinder
206 while 1n the other glass beaker, the gelled packer fluid
202 was placed surrounding measuring cylinder 208. As
described, the gelled packer fluid used 1n the experiment
included an acidic nanosilica dispersion gelled using
polyamine as the activator. Next, 150 ml of water was
disposed in a beaker and was heated up to 110° F., after
which 20 ml of the hot water was poured immediately into
the two measuring cylinders 206, 208. Two temperature
indicators 210, 212 were then placed in each of the mea-
suring cylinders 206, 208, respectively, and the cool-down
cllect was evaluated by measuring the time taken for the hot
water placed in the measuring cylinders to reach 73.7° F.

Referring now to FIG. 3, the chart shows that for the
gelled 1msulating packer fluid of the exemplified embodi-
ment, the time required by the hot water to cool from 110°
F. to 73.7° F. 1s about 350 minutes (min), while with plain
water, the time required by hot water to cool from 110° F. to
73.7° F. 1s about 4.5 min. Thus the time difference of 435.5
minutes shows that the heat loss 1n the case of the gelled
solid formed from insulating packer tluid 1s much less than
in the case of plain water.

Some advantages of using such a combination as a
thermally 1nsulating packer tluid include: A) Utilizing net-
work structures formed from acidic nanosilica and activators
like one or more polyamine to provide a gelled solid from
thermally 1nsulating packer fluid; B) The nanosilica gelling
time can be controlled by varying the concentration of the
activator; C) The packer fluid utilizes environmentally
triendly 1ingredients, as either or both of acid and polyamine
are consumed during destabilization of the nanosilica dis-
persion; D) The gelling tendency of the system can be
accelerated by changing the pH of the system from acidic to
basic (in other words, the more basic the system, the faster
1s the gel formation); E) The activator shows no precipitation
with nanosilica after mixing or at elevated temperatures
(thus the composition can be pumped as a single pill); F)
Delayed and controlled gelling of the fluid results in ease of
pumping of the fluid; and G) Embodiments can be used at
clevated temperatures.

In some embodiments, thermally 1nsulating packer fluid
compositions include a nanosilica dispersion at between
about 5 w/w % to about 95 w/w % of the composition; an
epoxy resin at between about 95 w/w % to about 5 w/w %
of the composition; an acid, for example acetic acid 1n
addition to or alternative to other weak or strong acids, to
adjust the itial pH of the nanosilica dispersion to between
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about pH 1 to about pH 5, especially between about pH 2 to
about pH 4; and a polyamine at between about 0.5 w/w %
to about 10 w/w % of the composition, the polyamine
operable to act as an activator or gelling initiator.

Examples of suitable epoxy resins include for example a
resin with bisphenol A, epichlorohydrin polymer (between
about 60 w/w % to about 100 w/w %), optionally further
including phenol, polymer with formaldehyde, glycidyl
cther (between about 5 w/w % to about 10 w/iw %),
optionally further including oxirane, mono[(C12-14-alky-
loxy) methyl] derivatives (between about 5 w/w % to about
10 w/w %), optionally further including 1,3-propanediol,
2-ethyl-2-(hydroxymethyl)-, polymer with (chloromethyl)
oxirane (between about 1 w/w % to about 5 w/w %). Such
an epoxy ollers low viscosity, non-crystallization properties,
and good chemical and mechanical resistance downhole.

Another suitable epoxy resin includes 2,3-epoxypropyl
o-tolyl ether, which offers low viscosity and good solvent
resistance. Another suitable epoxy resin includes C12-C14
alkyl glycidyl ether, which offers low viscosity, flexibility,
and low toxicity. An additional suitable resin for use 1n
disclosed compositions 1s 1,6-hexanediol diglycidyl ether,
which offers usetul mechanical properties for 1n situ use, and
advantageous reactivity with the present compositions.

Further modifications and alternative embodiments of
various aspects of the disclosure will be apparent to those
skilled 1n the art 1n view of this description. Accordingly, this
description 1s to be construed as illustrative only and 1s for
the purpose of teaching those skilled in the art the general
manner of carrying out the embodiments described in the
disclosure. It 1s to be understood that the forms shown and
described 1n the disclosure are to be taken as examples of
embodiments. Flements and materials may be substituted
for those illustrated and described 1n the disclosure, parts
and processes may be reversed or omitted, and certain
features may be utilized independently, all as would be
apparent to one skilled in the art after having the benefit of
this description. Changes may be made in the elements
described in the disclosure without departing from the spirit
and scope of the disclosure as described in the following
claims. Headings used described in the disclosure are for
organizational purposes only and are not meant to be used to
limit the scope of the description.

What 1s claimed 1s:

1. A method to control a heat transier profile 1n a defined
space 1n a subterranean operation, the method comprising
the step of:

introducing a thermally insulating packer fluid into the

defined space such that the thermally 1nsulating packer
fluid forms a gelled solid and reduces a rate of heat
transier through the defined space as compared to a
prior rate of heat transfer through the defined space
before introducing the thermally insulating packer
fluid, where the thermally msulating packer fluid com-
prises a nanosilica dispersion and a polyamine, where
the nanosilica dispersion comprises amorphous silicon
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dioxide, an acidic stabilizer, and water, and where the
thermally isulating packer fluid further comprises an
CpOXYy resin.

2. The method of claim 1, where the polyamine comprises
a polyethylene polyamine.

3. The method of claim 1, where the acidic stabilizer
comprises acetic acid.

4. The method of claim 1, where the step of mtroducing
the thermally msulating packer fluid into the defined space
includes the steps of separately introducing the nanosilica
dispersion and introducing the polyamine.

5. The method of claim 1, where the step of mtroducing
the thermally msulating packer fluid into the defined space
includes introducing the nanosilica dispersion and the
polyamine together.

6. The method of claim 1, where the nanosilica dispersion
comprises amorphous silicon dioxide 1n a range of about 5
weight percentage of the total weight of the amorphous
silicon dioxide and water (w/w%) to about 50 w/w% of the
total weight of the amorphous silicon dioxide and water.

7. The method of claim 6, where the nanosilica dispersion
comprises water in the range of about 50 w/w% to 95 w/w%
of the total weight of the amorphous silicon dioxide and
water.

8. The method of claim 1, further comprising the step of
maintaining the nanosilica dispersion in the defined space
for a period of time between about 0.5 hours to about 24
hours.

9. The method of claim 1, where the defined space has a
temperature that 1s at or greater than about 100° F.

10. The method of claim 1, where the defined space 1s
selected from the group consisting of: a defined space 1n a
wellbore, a defined space 1n a hydrocarbon-bearing forma-
tion, a defined space proximate a pipeline, an annulus, and
combinations thereof.

11. The method of claim 1, where the reduction 1n the rate
of heat transfer through the defined space causes heat
dissipation through the defined space to take about 10 times
as long as compared to heat dissipation at the prior rate of
heat transier through the defined space, where the defined
space comprises water before introducing the thermally
insulating packer tluid.

12. The method of claim 1, where the polyamine com-
prises a polyethylene polyamine selected from the group
consisting of: diethylenetriamine, ethylenediamine, tetraeth-
ylenepentamine, triethylenetetramine, pentacthylenchexam-
ine, hexaethyleneheptamine, and combinations thereof.

13. The method of claim 1, where the epoxy resin 1s
present at about 5 w/w% to about 95 w/w% of the thermally
isulating packer fluid.

14. The method of claim 1, where the epoxy resin includes
at least one component selected from: bisphenol A; 2,3-
epoxypropyl o-tolyl ether; C12-C14 alkyl glycidyl ether;
and 1,6-hexanediol diglycidyl ether.
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